S3
above 200°C; IR ῦ: 3266, 3042, 2926 IR ῦ: 3266, 3042, , 2363 IR ῦ: 3266, 3042, , 1597 IR ῦ: 3266, 3042, , 1503 IR ῦ: 3266, 3042, , 1439 IR ῦ: 3266, 3042, , 1388 IR ῦ: 3266, 3042, , 1254 IR ῦ: 3266, 3042, , 1013 
Synthesis of S4
Triphenylamine (500 mg, 2.03 mmol) was dissolved in 20 mL chloroform in 100 mL round bottom flask. To this N-bromosuccinamide (366.4 mg, 2.058 mmol) was added and the reaction mixture was stirred for 24 h at room temperature in dark. After the completion of reaction water was added and pure product was extracted in chloroform. The solvent was removed under vacuum and the obtained product was white crystalline solid. Yield: 607 mg, 92%; m.p. 104-106°C; IR ῦ: 3028, 1581 IR ῦ: 3028, , 1479 IR ῦ: 3028, , 1272 IR ῦ: 3028, , 1177 IR ῦ: 3028, , 1069 
Synthesis of 1
Dried 100 mL two-neck round bottom flask was charged with compound S4 (963.7 mg, 2.97 mmol), CuI (3.77 mg, 0.0198 mmol), triphenylphosphine (17.3 mg, 0.066 mmol), and Pd(PPh3)2Cl2 (23.18 mg, 0.033 mmol) and degassed. Dry and degassed triethylamine (30 ml) was added and reaction mixture was stirred for 30 min at 60 ℃. Compound S3a (250 mg, 0.66 mmol) was added to the mixture under high nitrogen flow and the reaction mixture was refluxed for 36 h. The solvent was removed under vacuum and the crude was purified by column chromatography using 30% ethyl acetate (EA)/70 % hexane mixture to afford the product as light orange solid. Yield: 542 mg, 74%; m.p. above 200°C; IR ῦ: 3035, 2964 IR ῦ: 3035, , 2212 IR ῦ: 3035, , 1587 IR ῦ: 3035, , 1147 IR ῦ: 3035, , 1262 IR ῦ: 3035, , 1017 4, 147.6, 142.2, 140.7, 133.0, 132.4, 129.8, 127.6, 125.4, 124.0, 123.5, 123.1, 122.7, 116.5, 91.2, 89. 
S4

Synthesis of S1b
Trifluorosulfonic acid (1.63 ml, 18.46 mmol) was taken in 50 mL round bottom flask and cooled to 0 ℃ by ice bath and to this 4-bromobenzonitrile (1 g, 5.49 mmol) was added and the reaction mixture was stirred at room temperature for 24 h. Subsequently 50 mL of water was added to the reaction mixture and neutralized with 0.1 M solution of NaOH. After neutralization product was extracted with chloroform. Yield: 850 mg, 85%; m.p. 190-192°C; IR ῦ: 3038, 2222 IR ῦ: 3038, , 1918 IR ῦ: 3038, , 1789 IR ῦ: 3038, , 1658 IR ῦ: 3038, , 1575 IR ῦ: 3038, , 1470 IR ῦ: 3038, , 1397 IR ῦ: 3038, , 1255 IR ῦ: 3038, , 1064 IR ῦ: 3038, , 1010 
Synthesis of S2b
Compound S1b (500 mg, 0.915 mmol), CuI (5.23 mg, 0.027 mmol), triphenyl phosphine (24 mg, 0.091 mmol) and Pd(PPh3)2Cl2 (32.1 mg, 0.045 mmol) were taken in 100 mL two-neck round bottom flask under nitrogen atmosphere. Then dry and degassed triethylamine (30 ml) was added to this mixture and heated for 30 min at 50 ℃ . Trimethylsilylacetylene (0.57 mL, 4.12 mmol) was added drop wise to the mixture under high nitrogen flow and the reaction mixture was refluxed for 36 h. The solvent was removed under vacuum and the crude was purified by column chromatography using hexane to afford the product as white solid.
Yield:480 mg, 88%; m.p. 160-162°C; IR ῦ: 2958 IR ῦ: , 2156 IR ῦ: , 1604 IR ῦ: , 1571 IR ῦ: , 1503 IR ῦ: , 1404 IR ῦ: , 1368 IR ῦ: , 1247 IR ῦ: , 1174 IR ῦ: , 1145 IR ῦ: , 1016 
Synthesis of S3b
Compound S2b (440 mg, 0.73 mmol) was dissolved in solvent mixture of dichloromethane (DCM) and methanol (MeOH) (1:2) in 100 mL round bottom flask. Solid potassium carbonate (610 mg, 4.41 mmol) was added to it and reaction mixture was stirred for 24 h at room temperature. The solvents were removed under reduced pressure and the crude was purified using 1% ethyl acetate (EA)/ 99% hexane mixture to afford the product as white solid. Yield: 250 mg, 90%; m.p. above 200°C; IR ῦ: 3289, 3235, 2966 IR ῦ: 3289, 3235, , 1574 IR ῦ: 3289, 3235, , 1510 IR ῦ: 3289, 3235, , 1410 IR ῦ: 3289, 3235, , 1363 IR ῦ: 3289, 3235, , 1177 IR ῦ: 3289, 3235, , 1109 
X-Ray Data Collection and Structure Refinements for the compound 2:
Bruker D8 QUEST diffractometer was used for collecting X-ray data of 2 using the SMART/SAINT software. S1 Intensity data were collected using graphite-monochromatized Mo-Kα radiation (0.71073 Å) at 298 K. The structure solution was done by direct methods and Fourier analyses and refined by the full-matrix least-squares method based on F 2 with all observed reflections S2-3 using the SHELX-13 S4 program incorporated into WinGX. S5 The hydrogen atoms bound to carbon fixed in geometric positions and are given thermal parameters equivalent to 1.2 times of the atom to which they were bound. Other atoms were refined with anisotropic displacement coefficients. The structure contains a huge void of disordered solvent molecules and anions, so squeeze program S6 was applied to account for embedded solvent molecules seriously disordered. Crystallographic data and refinement parameter are given in Table S1 . .76878500 -9.55171700 4.48435300 C -13.12778200 -6.89716400 -1.21112500 C -14.51681700 -6.69726500 -1.11096500 C -12.55714400 -7.12935300 -2.47624000 C -15.31690700 -6.73603500 -2.25574200 H -14.95995100 -6.51202400 -0.13900000 C -13.36280100 -7.14959400 -3.61757000 H -11.48857000 -7.29367700 -2.55748300 C -14.74621800 -6.95737900 -3.51514200 H -16.38718500 -6.57984500 -2.16339400 H -12.90889400 -7.33009900 -4.58699100 H -15.36963600 -6.98047700 -4.40280400 C -12.75277400 -7.53942700 1.14657400 C -13.32933100 -8.82016100 1.06451800 C -12.62654700 -6.92271900 2.40513900 C -13.77584300 -9.46549300 2.22056600 H -13.42326600 -9.30106300 0.09740200 C -13.06085700 -7.58249600 3.55755600 H -12.19086800 -5.93226600 2.47290900 C -13.64117000 -8. 
